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Description
FIELD OF THE INVENTION

[0001] The present invention relates to a method for
producing a monochloroester having a polyfluoroalkyl

group.
RELATED ART

[0002] As a method for producing an acid chloride
from a primary alcohol having a polyfluoroalkyl group
and two methylene groups (R{CH,CH,OH, wherein R
is a polyfluoroalkyl group), a method via chlorination by
means of light has been proposed (Japanese Patent Ap-
plication Kokoku Publication No. 033014/1986).

[0003] When a primary alcohol having a polyfluoro-
alkyl group and one methylene group (R;CH,OH,
wherein R; is a polyfluoroalkyl group) is chlorinated by
means of light, however, itis difficult to give an acid chlo-
ride at a good yield, because the acid chloride formed
reacts with the alcohol to give an ester as a by-product.

SUMMARY OF THE INVENTION

[0004] An object of the present invention is to provide
a method for industrially producing an acid chloride (R
COCI) from a primary alcohol having a polyfluoroalkyl
group and one methylene group (R{CH,OH) at a high
yield.

[0005] The present invention provides a method for
producing an aldehyde represented by the formula:

R;CHO

wherein R¢ is a polyfluoroalkyl group,
the method comprising reacting a primary alcohol rep-
resented by the formula:

R;CH,OH

wherein Ry is a polyfluoroalkyl group,

with chlorine in the presence of a catalyst.

[0006] The present invention provides a method for
producing an acid chloride represented by the formula:

R;COCI

wherein Ry is a polyfluoroalkyl group,
the method comprising reacting an aldehyde represent-
ed by the formula:

R,CHO
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wherein Rs is a polyfluoroalkyl group,

with chlorine in the presence of a catalyst.

[0007] The present invention provides a method for
producing an acid chloride represented by the formula:

R,COCI

wherein R; is a polyfluoroalkyl group,
the method comprising reacting a primary alcohol rep-
resented by the formula:

R;CH,OH

wherein R; is a polyfluoroalkyl group,

with chlorine in the presence of a catalyst.

[0008] The present invention provides a method for
producing an acid chloride represented by the formula:

R;COCI

wherein R; is a polyfluoroalkyl group,
the method comprising reacting a primary alcohol rep-
resented by the formula:

R;CH,OH

wherein Ry is a polyfluoroalkyl group,
with chlorine in the presence of a catalyst to give an al-
dehyde represented by the formula:

R;CHO

wherein Rs is a polyfluoroalkyl group,

and then reacting the aldehyde with chlorine in the pres-
ence of a catalyst to give the acid chloride.

[0009] The present invention provides a method for
producing a monochloroester represented by the formu-
la:

R;COOCHCIR;

wherein Ry is a polyfluoroalkyl group,
the method comprising reacting an aldehyde represent-
ed by the formula:

R;CHO

wherein Ry is a polyfluoroalkyl group,
with an acid chloride represented by the formula:
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R,COCI

wherein Rs is a polyfluoroalkyl group,

in the presence of a catalyst.

[0010] The present invention provides a method for
producing an acid chloride represented by the formula:

R,COCI

wherein Rs is a polyfluoroalkyl group,
the method comprising reacting a monochloroester rep-
resented by the formula:

R{COOCHCIR;

wherein R¢ is a polyfluoroalkyl group,

with chlorine in the presence of a catalyst.

[0011] The present invention provides a method for
producing an acid chloride represented by the formula:

RCOCI

wherein R¢ is a polyfluoroalkyl group,
the method comprising:

(a) a step of reacting a primary alcohol represented
by the formula:

R;CH,OH

wherein R¢ is a polyfluoroalkyl group
with chlorine in the presence of a catalyst to give an
aldehyde represented by the formula:

R;CHO

wherein R; is a polyfluoroalkyl group;
(b) a step of reacting the aldehyde with an acid chlo-
ride represented by the formula:

R;COCI

wherein Ry is a polyfluoroalkyl group,
in the presence of a catalyst to give a monochlo-
roester represented by the formula:

R{COOCHCIR;

wherein Ry is a polyfluoroalkyl group; and
(c) a step of reacting the monochloroester with chlo-
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rine in the presence of a catalyst to give the acid
chloride.

[0012] The present invention provides a method for
producing an acid chloride represented by the formula:

R,COCI

wherein Rs is a polyfluoroalkyl group,
the method comprising:

(a) a step of obtaining an aldehyde having the R
group by reacting an alcohol represented by the for-
mula:

R;CH,OH

wherein Ry is a polyfluoroalkyl group,
with chlorine in the presence of a catalyst to give
the aldehyde represented by the formula:

R;CHO

wherein R¢ is a polyfluoroalkyl group,

in which step the alcohol is brought to reflux in a first
reactor filled with the catalyst, and is reacted with
chlorine supplied continuously, and the aldehyde
formed is removed from a column top of the first re-
actor;

(b) a step of obtaining a monochloroester repre-
sented by the formula:

R;COOCHCIR;

wherein R; is a polyfluoroalkyl group,

by reacting the aldehyde, in the presence of a cat-
alyst, with an acid chloride represented by the for-
mula:

R,COCI

wherein R; is a polyfluoroalkyl group,

in which step the aldehyde and the acid chloride in
their liquid states are introduced in parallel flow into
a second reactor filled with the catalyst, and the
monochloroester is removed in its liquid state;

(c) a step of obtaining the acid chloride by reacting
the monochloroester with chlorine in the presence
of a catalyst, in which step the monochloroester in
its liquid state and chlorine are introduced in parallel
flow or in counterflow into a third reactor filled with
the catalyst, and a mixture comprising the acid chlo-
ride and the aldehyde is removed in its gas state;
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and

(d) a step of eliminating the aldehyde from the mix-
ture comprising the aldehyde and the acid chloride,
in which aldehyde-eliminating step the mixture lig-
uid comprising the aldehyde and the acid chloride
is introduced into a fourth reactor filled with a cata-
lyst, and the acid chloride is removed in its liquid
state.

[0013] The present invention provides a monochlo-
roester represented by the formula:

H(CF,)sCOOCHCI(CF,)¢H

BRIEF DESCRIPTION OF DRAWING

[0014] Figure 1 is a flow sheet of a method according
to the present invention.

DETAILED DESCRIPTION OF THE INVENTION

[0015] Examples of the primary alcohol used in the
present invention include linear compounds having a
primary hydroxyl group represented by the general for-
mula (I):

X(CF,),CH,OH U]

wherein X is F, Cl, or H, and n is a number from 1 to 20.
The primary alcohol is preferably F(CF5,),CH,OH or H
(CF,),CH,OH. The number "n" is preferably from 1 to
10, and particularly from 4 to 8. Specific examples of the
preferred primary alcohol are 2,2,3,3,4,4,5,5-octafluor-
opentanol [H(CF,),CH,0H],
2,2,3,3,4,4,5,5,5-nonafluoropentanol [F(CF,),CH,OH],
2,2,3,3,3-pentafluoropropanol (CF;CF,CH,0OH), 2,2,3,
3,4,4,5,5,6,6,7,7-dodecafluoroheptanol  [H(CF,)gCH,
OH], 2,2,3,3,4,4,5,5,6,6,7,7,7-tridecafluoroheptanol [F
(CF5)sCH,0H], 2,2,3,3,4,4,5,5,6,6,7,7,8,8,9,9-hexade-
cafluorononanol [H(CF,)gCH,0H], and 2,2,
3,3,4,4,5,5,6,6,7,7,8,8,9,9,9-heptadecafluorononanol
[F(CF5)gCH,0H].

[0016] In the present invention, the catalyst is prefer-
ably activated carbon. Any types of activated carbon can
work effectively, including those derived from, for exam-
ple, coconut husk-, coal-, or wood-based raw materials,
in the form of pellet, crushed, granule, sphere, powder
or the like, and for use in decoloring liquid phases, in
purifying, separating or recovering gases, for use as a
catalyst or a catalyst support, or for use in preventing
water pollution, air pollution or other environmental pol-
lution. Preferably, the activated carbon has a particle
size of 4-12 mesh and is in the form of pellet or particle.
Specific examples of the catalyst include particulate
Sirasagi G2X or S2X commercially available from Take-
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da Chemical Industries, Ltd., and Kureha bead activated
carbon LLP commercially available from Kureha Chem-
ical Industry Co., Ltd. In the present invention, the cat-
alyst dose not experience any decrease in its catalytic
effect and can be used on a semipermanent basis, elim-
inating the necessity for catalyst exchange.

[0017] The reaction mode may be either a liquid
phase reaction or a gas phase reaction. The liquids or
gases may contact with each other either in counterflow
orin parallel flow. The reaction may be conducted under
increased, normal, or reduced pressure.

[0018] The acid chloride can be produced by reacting
the alcohol with chlorine in the presence of a catalyst.

R{CH,OH + 2Cl, — R,COCI + 3HCI

[0019] The amount of chlorine used is preferably in
the range of 0.1-10 moles, more preferably in the range
of 0.5-5 moles, per one mole of the alcohol. The reaction
temperature is preferably in the range of 50°C-300°C,
more preferably in the range of 100°C-200°C.

[0020] The reaction between the alcohol and chlorine
may be conducted in a gas phase mode or a liquid-irri-
gation packed column mode. In the case of a gas phase
reaction, the reaction pressure is preferably in the range
from -1.0 kg/cm2G to 5 kg/cm2G, more preferably in the
range from 0 kg/cm2G to 3 kg/cm?2G.

[0021] The contacttime W/Fo (on a gas basis) is pref-
erably in the range of 10-1000, more preferably in the
range of 50-500 g.sec/cc, wherein W is the weight of the
catalyst (in grams) and Fo is the total flow rate of the
alcohol and chlorine (in cc/sec).

[0022] When the aldehyde, which is the intermediate
before the acid chloride is formed, is separated from the
alcohol and the aldehyde alone is reacted with chlorine
to give the acid chloride, a remarkable increase in yield
can be observed in comparison with the case where the
acid chloride is produced from the alcohol.

[0023] The acid chloride can also be produced by re-
acting the aldehyde with chlorine in the presence of a
catalyst.

R;CHO + Cl, — R,COCI + HC|

[0024] The amount of chlorine used is preferably in
the range of 0.1-10 moles, more preferably in the range
of 0.5-5 moles, per one mole of the aldehyde. The re-
action temperature is preferably in the range of 80°C-
250°C, more preferably in the range of 130°C-200°C.
[0025] The reaction between the aldehyde and chlo-
rine can be conducted in a liquid-irrigation packed col-
umn reaction mode. The contact time W/Fo (on a gas
basis) is preferably in the range of 10-1,000, more pref-
erably in the range of 50-500 g.sec/cc, wherein W is the
weight of the catalyst (in grams) and Fo is the total flow
rate of the aldehyde and chlorine (in cc/sec).
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[0026] The aldehyde can also be produced, for exam-
ple, by reacting the alcohol (R{CH,OH) with chlorine.
[0027] In addition, a further increase in yield of the ac-
id chloride may be achieved by using the monochlo-
roester, which is generated from the aldehyde (R;CHO)
and the acid chloride (R{COCI), as an intermediate sub-
stance.

[0028] Accordingly, a method of the present invention
preferably comprises (a) a step in which the aldehyde
is generated from the alcohol and chlorine, (b) a step in
which the monochloroester is generated from the alde-
hyde and the acid chloride, and (c) a step in which the
acid chloride is generated from the monochloroester
and chlorine.

(a) Aldehyde formation

[0029]

R{CH,OH + Cl, — R,CHO + 2HCI

[0030] The amount of chlorine used is preferably in
the range of 0.001-2 moles, more preferably in the range
of 0.01-1 mole, especially preferably in the range of
0.05-0.5 mole, for example, 0.01-0.3 mole, per one mole
of the alcohol. The reaction temperature is preferably in
the range of 100°C-300°C, more preferably in the range
of 150°C-200°C. The reaction can be conducted in a
continuous mode.

[0031] Itis preferred to conduct the reaction in a dis-
tillation reaction mode. The reaction pressure is prefer-
ably in the range from reduced pressure (for example,
1 mmHg) to 5 kg/cm2G, more preferably in the range of
0-3 kg/cm?2G.

[0032] The contact time W/F (on a gas basis) is pref-
erably in the range of 10-1,000 g.sec/cc, more prefera-
bly in the range of 50-500 g.sec/cc, wherein W is the
weight of the catalyst (in grams) and F is the total flow
rate of the alcohol and chlorine (in cc/sec).

(b) Monochloroester formation

[0033]

R;CHO + R,COCI — R;COOCHCIR;

[0034] The amount of the acid chloride used is pref-
erably in the range of 0.3-3.0 moles, more preferably in
the range of 1.0-2.0 moles, per one mole of the alde-
hyde. The reaction temperature is preferably in the
range of 20°C-200°C, more preferably in the range of
80°C-140°C. The reaction can be conducted in a con-
tinuous mode.

[0035] Itis preferred to conduct the reaction in a liquid
phase. The contact time W/Fo (on a liquid basis) is pref-
erably in the range of 10-10,000, more preferably in the
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range of 100-10,000 g.sec/cc, especially preferably in
the range of 500-5,000 g.sec/cc, wherein W is the
weight of the catalyst (in grams) and Fo is the total flow
rate of the aldehyde and the acid chloride (in cc/sec).

(c) Acid chloride formation

[0036]

R{COOCHCIR; + Cl, — 2R;COCI + HCI

[0037] The amount of chlorine used is preferably in
the range of 0.1-5 moles, more preferably in the range
of 1-3 moles, especially preferably in the range of 1-2
moles, per one mole of the monochloroester. The reac-
tion temperature is preferably in the range of 80-250°C,
more preferably in the range of 120°C-200°C, especially
preferably in the range of 130-180°C. The reaction can
be conducted in a continuous mode.

[0038] A preferred reaction mode for the acid chloride
formation is a liquid-irrigation packed column reaction
mode. The contact time W/Fo (on a liquid basis) is pref-
erably in the range of 1,000-10,000 g.sec/cc, more pref-
erably in the range of 5,000-50,000 g.sec/cc, wherein
W is the weight of the catalyst (in grams) and Fo is the
total flow rate of the monochloroester and chlorine (in
cc/sec).

[0039] The reaction in which an alcohol having the Ry
group is chlorinated in the presence of a catalyst to syn-
thesize an acid chloride having the R; group is a con-
secutive reaction proceeding in two steps from the al-
cohol to the aldehyde and then to the acid chloride, and
both of the reaction steps are highly exothermic. The
conduction in a gas phase may cause the generation of
hot spots within the reactor, which makes it difficult to
control the reaction temperature, and in some cases, the
increase in temperature may cause problems such as
decrease in yield due to increased by-products, en-
hanced deterioration of the catalyst, and accelerated
corrosion of the reactor. As one of methods for solving
these problems, a multi-tubular reactor may be used to
achieve a steady control of the reaction temperature.
The use of multi-tubular reactor, however, causes other
problems of increases in equipment costs and in
number of steps for loading and unloading the catalyst.
[0040] Under the circumstances, the present inven-
tion overcomes the problems as described above en-
countered in producing an acid chloride having the R
group from an alcohol having the R; group as a starting
material, and thereby provides a method for producing
the same efficiently and industrially at a low cost.
[0041] According to the present invention, in the
method for producing an acid chloride having the R¢
group from an alcohol having the R; group as a starting
material,

1. the alcohol is reacted with chlorine in a first reac-
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tor (also referred to as a distillation reactor) in the
presence of a catalyst to produce an aldehyde;

2. the aldehyde formed is reacted in a second reac-
tor (also referred to as a pre-reactor) with the acid
chloride, which is the final product, in the presence
of a catalyst to produce a monochloroester;

3. the monochloroester formed is reacted with chlo-
rine in a third reactor (also referred to as a main re-
actor) in the presence of a catalyst to produce the
acid chloride;

4. the acid chloride formed is further reacted in a
fourth reactor (referred to as an after-reactor) to
convert the aldehyde remaining in the acid chloride
in a small amount to the monochloroester, and
thereby reduce the aldehyde concentration; and

5. the acid chloride is purified in a rectifying column
to give the high purity acid chloride as the final prod-
uct, while a part of the acid chloride is recycled for
the monochloroester formation.

[0042] The presentinvention is described below with
reference to a flow sheet shown in Figure 1.

[0043] Raw materials, an alcohol (5) and chlorine (4),
are introduced into a first reactor (1) in the rectifying op-
erational status, reacted with each other in the presence
of a catalyst, and the aldehyde in its liquid state is re-
moved from a column top. The reason why the first re-
action is distillation type is that the chlorine concentra-
tion is kept low (for example, at 1-2 mol%) at each part
of the reactor by circulating the organic compound in a
larger quantity relative to the amount of chlorine sup-
plied, and thereby the reaction rate is controlled to re-
duce the amount of generated heat, and also that the
generation of hot spots is prevented by absorbing the
generated heat as the vaporization heat of a large
amount of the reflux liquid. The reflux ratio required for
this end is preferably in the range of 0.5-100, more pref-
erably in the range of 1-50 (for example, 25). The first
reactor (1) is equipped with a condenser (2) and a re-
boiler (3). The reaction liquid (7) is removed from the
column top of the reactor (1). Uncondensed gases (6)
are removed from the condenser (2).

[0044] The position and proportion of the catalyst-
filled bed in the first reactor are important. If whole of
the first reactor is completely filled with the catalyst, the
aldehyde concentrated at the upper part of the reactor
by the rectification effect may react with chlorine to form
an acid chloride, which in turn reacts immediately with
the alcohol to form an ester as an impurity, resulting in
possible decrease in yield of the aldehyde, and there-
fore of the acid chloride. Accordingly, only the lower part
of the first reactor is charged with the catalyst, while the
upper part of the first reactor is charged with a usual
filler (for example, ball rings). Regarding the packing ra-
tio between the catalyst and the filler, the catalyst s filled
at the height of preferably 1/3-3/4, more preferably
1/2-2/3, of the overall height of the packed bed.

[0045] Although hydrochloric acid formed in the first
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reactor and unreacted chlorine are removed from the
column top in their gas states, the aldehyde removed
from the column top in its liquid state is also contami-
nated with hydrochloric acid and chlorine to some ex-
tent. There is no need to remove the contaminating hy-
drochloric acid and chlorine, since they have no effects
on the subsequent reactions.

[0046] Then, the aldehyde formed in the first reactor
and the acid chloride which is the objective compound
in the present invention are introduced into a second re-
actor (9), and reacted with each other in the presence
of a catalyst to form the monochloroester. The acid chlo-
ride (8) is recycled into the second reactor (9). Areaction
liquid (10) is removed from a bottom of the second re-
actor (9).

[0047] Furthermore, the reaction liquid (10) which
contains the monochloroester formed in the second re-
actor (9), and chlorine (11) are introduced into the third
reactor (12), and reacted with each other in the pres-
ence of a catalyst to form the acid chloride. The reason
why the second reactor (9) is placed before the third re-
actor (12) is that when generated from the aldehyde via
the monochloroester, the acid chloride can be obtained
in a yield higher than that would be achieved by produc-
ing the acid chloride directly from the aldehyde. In par-
ticular, since the monochloroester exists in its liquid
state within the reaction tube because of its high boiling
point, the heat generated from the reaction may be ab-
sorbed as the vaporization heat of the monochloroester,
and therefore it becomes possible to prevent generation
of hot spots. If the acid chloride is generated directly
from the aldehyde by no way of the monochloroester,
the heat of reaction can not be absorbed by the vapor-
ization heat of any liquid because all of the reactants in
the reaction tube will exist in the gas states, and there-
fore the heat will accumulate to generate hot spots, re-
sulting in significant decrease in selectivity of the reac-
tion.

[0048] In order to avoid such disadvantage, it is es-
sential to avoid the accumulation of heat by narrowing
the diameter of the reaction tube, and it is also required
to use a multi-tubular type reaction tube. By reacting the
aldehyde with the acid chloride to form the monochlo-
roester in the second reactor, it became possible to use
a single-tubular type reactor, as the third reactor, which
is lower in cost than the multi-tubular type and which
facilitates the loading and unloading of the catalyst.
[0049] The second reactor (9) may be of the single-
tubular type, since there is only a little possibility of gen-
eration of hot spots because the amount of heat gener-
ated by the reaction is small and also because the gen-
erated heat is absorbed as the vaporization heat of the
liquid constituting the gas-liquid mixed phase in the re-
actor. A multi-tubular type reactor may also be used as
needed.

[0050] Although, in Figure 1, both of the monochlo-
roester (10) and chlorine (11) are introduced into the top
of the third reactor (12), that is, they are in parallel flow
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contact, they may also be arranged in counterflow con-
tact by introducing the monochloroester and chlorine in-
to the top and the bottom of the reactor, respectively.
[0051] A reaction gas (13) from the third reactor (12)
is removed in its gas state from a lower part of the re-
actor in the case of parallel flow contact (in the case of
counterflow contact, from an upper part of the reactor)
and enters the condenser (14). The major constituents
of the reaction gas are hydrochloric acid formed during
the reaction, unreacted chlorine, and a trace amount of
unreacted aldehyde, in addition to the acid chloride. At
the condenser (14), hydrochloric acid and chlorine are
removed as uncondensed gases (15), and the acid chlo-
ride and the unreacted aldehyde are condensed and re-
moved in their liquid states. The reaction liquid (16) com-
prising the acid chloride and the unreacted aldehyde en-
ters the fourth reactor (17).

[0052] In the fourth reactor (17), the aldehyde existing
in the acid chloride in a trace amount is reacted with the
acid chloride to form the monochloroester, and conse-
quently, the aldehyde concentration is further reduced.
Since the difference in boiling point between the acid
chloride, which is the final product, and the aldehyde is
so small that it is difficult to separate them by rectifica-
tion, it was required to reduce the aldehyde concentra-
tion as low as possible before they enter the following
rectifying column. This problem was solved by providing
the fourth reactor. The fourth reactor may be of a single-
tubular type. The reaction temperature in the fourth re-
actor is preferably in the range of 20°C-200°C, more
preferably in the range of 80°C-140°C.

[0053] Then, a reaction liquid (18) containing the acid
chloride and impurities and exiting from the fourth reac-
tor is introduced into a rectifying column (19) (usually of
the batch type). In the rectifying column (19), the reac-
tion liquid (18) containing impurities is purified, and the
final product acid chloride (22) is obtained from the col-
umn top. A part of the final product acid chloride is re-
cycled into the second reactor (9) for the monochlo-
roester formation. In addition, the monochloroester re-
maining unreacted in the third reactor (12) and the mon-
ochloroester generated in the fourth reactor (17) are re-
moved from the bottoms of the respective columns (not
shown), and also recycled into the second reactor. The
rectifying column (19) is equipped with a condenser (20)
and a reboiler (21). A still residual liquid (23) is retrieved
from the reboiler (21).

[0054] The acid chlorides obtained according to the
presentinvention are intermediates for pharmaceuticals
or agricultural chemicals, and are also used as interme-
diates for industrial raw materials. For example, w-hy-
drododecafluoroheptanoic acid chloride is useful as a
stating material for w-hydrododecafluoroheptanoyl! per-
oxide [H(CF,)gC(=0)O-0OC(=0)(CF,)gH] used as a po-
lymerization catalyst.
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PREFERRED EMBODIMENTS OF THE INVENTION
[0055] The presentinvention is specifically described
below with reference to the following examples, but the
present invention is not limited to such examples.

Example 1

Aldehyde formation

[0056] Into a lower part of a distillation column-type
reactor (a reaction tube having an internal diameter of
25 mm and a length of 1,000 mm) equipped with a
1,000-cc still and a condenser, 300 cc of activated car-
bon was charged. Metal heli-coils (5 X 5 X 1 mm) were
charged above the activated carbon. Into the still, 1,500
g (4.52 mol) of w-hydrododecafluoroheptanol (alcohol)
was introduced, and was brought into total reflux by
heating the still (the boiling point of the alcohol is 170°C).
Chlorine gas was introduced at 1.5 L/hr (0.067 mol/hr)
and allowed to react. Formed w-hydrododecafluorohep-
tanal (aldehyde) and a small amount of low-boiling by-
products were drawn out at 22.2 g/hr from a column top
of the distillation column. The reaction was conducted
for 40 hours and 858.5 g of the reaction product (alde-
hyde composition) was obtained. According to the result
of gas chromatographic analysis, the aldehyde consti-
tuted 99 mol% of the products drawn out, and the yield
of the aldehyde obtained was 96 mol%.

[0057] It was confirmed by the F-NMR spectrum, TH-
NMR spectrum and IR absorption spectrum that the
product was w-hydrododecafluoroheptanal having the
following formula:

H CF, CF, CF, CF, CF, CF,

F-NMR (internal standard: CFCl;, 282 MHz) 6 ppm

f. 137.6 ppm [m, 2F, -HCF,]

d. e. 122.0 ppm [m, 2F, -CF,CHO]
c. 123.9 ppm [m, 4F, -CF,CF,-]

b. 125.8 ppm [m, 2F, -CF,]

a. 129.6 ppm [m, 2F, -CF,]

TH-NMR (internal standard: CDCl5, 300 MHz) & (ppm)
(measured at 40°C)

9.56 ppm [t, J=3.3 Hz, 1H, CHO]
6.08 ppm [tt, J=51.9 Hz, 5.0 Hz, 1H, HCF,,-]

IR spectrum (neat)

2880.1 cm-! (CHO)
1768.0 cm! (C=0)
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Monochloroester formation

[0058] A vertical reaction tube (internal diameter of
the reaction tube: 25 mm, length: 1,000 mm) packed
with 300 cc of activated carbon was heated to 120°C.
After mixing 335 g of the above aldehyde composition
(equivalent to 1 mol of aldehyde) with 364.5 g (1 mol) of
o-hydrododecafluoroheptanoic acid chloride (acid chlo-
ride), the mixture was introduced into an upper part of
the reaction tube and allowed to react. From the lower
part of the reaction tube, 699.5 g of the reaction product
was recovered. The composition of the reaction product
(monochloroester composition) recovered was 97.5
mol% of monochloroester, 1 mol% of aldehyde, and 1
mol% of acid chloride, according to the result of gas
chromatographic analysis. The yield of the monochlo-
roester was 98.5 mol%, because 335 g of the aldehyde
composition already contained 1% low-boiling sub-
stances.

[0059] It was confirmed by the 13C-NMR
spectrum, TH-NMR spectrum and IR absorption spec-
trum that the product was a monochloroester having the
following formula:

H(CF ,)gCOOCHCI(CF ,)¢H

13C-NMR (internal standard: TMS, 75.469 MHz) & ppm
155.7 ppm [t, J=32.2 Hz, 1C, C=0]
107.8 ppm [tt, J=255.2 Hz, 31.7 Hz, 1C, HCF,-]
111.6-104.0 ppm [12C, -CF,-]
78.8 ppm [dd, J=35.7 Hz, 26.3 Hz, 1C, CHCI]
TH-NMR (internal standard: TMS, 300 MHz) & ppm

6.88 ppm [dd, J=12.1 Hz, 3.9 Hz, 1H, HCI|
6.08 ppm [tt, J=51.9.2 Hz, 5.0 Hz, 1H, HCF,-]

IR spectrum (neat)
1812.8 cm! (COO)

Acid chloride formation

[0060] A vertical reaction tube (having internal diam-
eter: 25 mm, length: 1,000 mm) packed with 300 cc of
activated carbon was heated to 150°C. The above mon-
ochloroester composition was introduced at 34.8 g/hr
(equivalent to 0.05 mol-monochloroester/hr) into an up-
per part of the reaction tube. Chlorine gas was intro-
duced at 4.48 L/hr (0.2 mol/hr) into the upper partin par-
allel flow with the monochloroester and allowed to react.
The reaction was conducted for 10 hours to give 364.2
g of the reaction product. The composition of the reac-
tion product recovered was 97 mol% of acid chloride and
0.6 mol% of aldehyde, according to the result of gas
chromatographic analysis. The yield of the acid chloride
obtained was 94 mol%.
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[0061] It was confirmed by the F-NMR spectrum, TH-
NMR spectrum and IR absorption spectrum that the
product was w-hydrododecafluoroheptanoic acid chlo-
ride.

H CF, CF, CF, CF, CF, CF,

F-NMR (internal standard: C'9FCl;, 282 MHz) § ppm

f. 113.4 ppm [m, 2F, -CF,COCI]
d. e. 121.7 ppm [m, 4F, -CF,CF,-]
c. 123.7 ppm [m, 2F, -CF5-]

b. 129.6 ppm [m, 2F, -CF,-]

a. 137.6 ppm [m, 2F, -HCF,-]

TH-NMR (internal standard: CDCl, 300 MHz) § ppm
6.08 ppm [tt, J=51.9 Hz, 5.0 Hz, 1H, HCF,-]
IR spectrum (neat)
1802.8 cm™! (C=0)

Elimination of aldehyde

[0062] Then, a vertical reactor (internal diameter: 8
mm, length: 250 mm) was charged with 5.1 g of activat-
ed carbon, and heated to 120°C in order to conduct a
reaction for eliminating the aldehyde from the acid chlo-
ride. The acid chloride obtained which contained a small
amount of the aldehyde was introduced into an upper
part of the reaction tube at 34.2 g/hr, and the reaction
product was recovered from the lower part of the reactor.
A GC analysis of the reaction product indicated that the
aldehyde concentration of the reaction product was 0.03
mol%.

[0063] The reaction product (364.2 g) was distilled to
give 339 g of distillate containing 99 mol% of acid chlo-
ride. The distillation yield of the acid chloride was 95
mol%.

Example 2

[0064] Into a distillation column-type reactor (a reac-
tion tube having an internal diameter of 25 mm and a
length of 1,000 mm) equipped with a 1,000-cc still and
a water-cooled condenser, 300 cc of activated carbon
was charged. Metal heli-coils (5 x 5 x 1 mm) were
charged above the activated carbon. 1,500 g (4.52 mol)
of w-hydrododecafluoroheptanol (alcohol) was intro-
duced into the still, and was brought into total reflux by
heating the still (the boiling point of the alcohol is 170°C).
Chlorine gas was introduced at 1.5 L/hr (0.067 mol/hr)
and allowed to react. m-Hydrododecafluoroheptanal (al-
dehyde) formed and a small amount of low-boiling by-
products were drawn out at 22 2 g/hr from the column
top of the distillation column. The reaction was conduct-
ed for 40 hours, and 858.5 g of the reaction product (al-
dehyde composition comprising the aldehyde and the
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low-boiling by-products) was obtained. According to the
result of gas chromatographic analysis, the aldehyde
constituted 99 mol% of the reaction product drawn out,
and the yield of the aldehyde obtained was 96 mol%.
[0065] A vertical reaction tube (having internal diam-
eter: 25 mm, length: 1,000 mm) packed with 300 cc of
activated carbon was heated to 150°C. The above al-
dehyde composition was introduced into an upper part
of the reaction tube at 33.5 g/hr (equivalent to 0.1 mol-
aldehyde/hr). Chlorine gas was introduced at 4.48 L/hr
(0.2 mol/hr) into the upper part of the reaction tube in
parallel flow with the aldehyde and allowed to react. The
reaction was conducted for 10 hours to give 369.3 g of
a reaction composition. According to the result of gas
chromatographic analysis, o-hydrododecafluorohepta-
noic acid chloride (acid chloride) constituted 78.9 mol%
of the product recovered, and the yield of the acid chlo-
ride obtained was 80 mol% relative to the conversion of
the aldehyde introduced. Accordingly, the calculated
overall yield of the acid chloride from the alcohol was
77%.

[0066] This composition (369.3 g) was distilled to give
277.0 g of the acid chloride. The distillation yield of the
acid chloride was 95 mol%.

Example 3

[0067] Into a vertical reaction tube (having internal di-
ameter: 25 mm, length: 1,000 mm) equipped with a
heater and packed with 300 cc of activated carbon, ®-
hydrododecafluoroheptanol (alcohol) was introduced
into an upper part of the reaction tube at 33.2 g/hr (0.1
mol/hr), and chlorine gas was introduced at 6.72 L/hr
(0.3 mol/hr) into the upper part of the reaction tube in
parallel flow with the alcohol. The reaction was conduct-
ed for 10 hours at a reaction temperature of 200°C. The
reaction liquid was recovered by condensation to give
363.8 g of an acid chloride composition. According to
the result of gas chromatographic analysis, m-hydrodo-
decafluoroheptanoic acid chloride (acid chloride) con-
stituted 30 mol% of the product recovered, and no start-
ing alcohol remained. The yield of the acid chloride ob-
tained was 30 mol%.

Comparative Example 1

[0068] Into a photochlorination apparatus having an
internal volume of 500 cc equipped with a high pressure
mercury lamp and a water cooler, 332 g of w-hydrodo-
decafluoroheptanol (alcohol) was introduced, and irra-
diated with the mercury lamp while retaining the reaction
temperature at 20°C using a water bath. The reaction
was conducted for 10 hr by blowing chlorine gas at 4.48
L/hr (0.2 mol/hr) into the liquid. The amount recovered
was 330 g, and gas chromatographic analysis of the re-
covered liquid indicated that the conversion of the alco-
hol was 70 mol%, and that the selectivity for o - hydro-
dodecafluoroheptanoic acid chloride (acid chloride) was
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9 mol%.

[0069] According to the same reaction method and
under the same reaction condition, but using carbon tet-
rachloride as a diluent so that the reaction was conduct-
ed with a 10 wt% solution of the alcohol in carbon tetra-
chloride, the selectivity was found to be the same as that
indicated above (9 mol%).

EFFECT OF THE INVENTION

[0070] According to the method of the present inven-
tion, a higher yield of acid chloride can be achieved. The
method of the present invention is suitable for industri-
ally producing an acid chloride.

Claims

1. A method for producing a monochloroester repre-
sented by the formula:

R;COOCHCIR;

wherein R; is a polyfluoroalkyl group,
the method comprising reacting an aldehyde repre-
sented by the formula:

R;CHO

wherein Ry is a polyfluoroalkyl group,
with an acid chloride represented by the formula:

R;COCI

wherein Ry is a polyfluoroalkyl group,
in the presence of a catalyst.
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